In previous communications of this series1-4 it was reported that the substitution of 1-arylisobenz pyrylium salts by hydroxy and/or alkoxy groups in 3', 4', 6 and 7 positions, and by alkyl groups in 3 and 4 positions, has a profound influence on the transformations and the equilibria o f these salts. I t was hoped that further information on the effects of the substituents can be obtained by the study o f the 13C N M R spectra. In this preliminary com munication we now report the results of our inves tigations on (3',4'-dimethoxyphenyl)-3-methyl-4-ethyl-6,7-dimethoxy-isobenzpyrylium sulfate ( l a ) 5 and the analogous isoquinoline, N-methyl-isoquinolinium iodide ( l b ) 6 and naphthalene ( l c ) 7. A t the end of our experimental work, the 13C N M R spectrum of l-(3,4-dimethoxyphenyl)-3-methyl-4-ethyl-6,7-dimethoxy-5-H-2,3-benzodiazepin was published8. We include the spectral data of this compound and that o f the open chain precursor 3-2(3,4-dimethoxybenzoyl)-4,5-dimethoxyphenyl-2-pentanone (2), and some other 13C NM R spectra were also recorded for purposes of comparison. Requests for reprints should be sent to Prof. D r.
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Experimental
The substances under investigation were prepared as described in earlier communications5-7. Com pounds used for comparison were prepared ac cording to literature or purchased. Deuterated solvents used were of Merck " Uvasol" quality. Spectra were recorded on a Bruker HFX/90 P F T spectrometer. A ll chemical shifts were measured with the solvent signal as internal reference and were converted to values against TMS using our own measurements o f these solvents against TMS. These values coincide with literature values9. Owing to the differences in solubilities o f the various compounds and the necessity o f using a solvent of low basicity for the isobenzpyrylium salts, different solvents had to be used. Isobenzpyrylium salts were dissolved in dideuteroformic acid, isoquinolines and isoquinolinium salts in hexadeuterodimethylsulfoxide, while naphthalene spectra were recorded in deuterochloroform solution.
Results and Discussion
The spectral data obtained are collected in the Table. Correlations are based on both proton noise decoupled and on " off-resonance decoupled" spectra. Assignment was facilitated by comparison with other spectra from the naphthalene, iso benzpyrylium salt and isoquinoline series, relevant data of these will be published later. The preliminary results of quantum chemical calculations were also taken into account. Nevertheless some assignments are to be regarded as tentative. These are given in brackets. The other possible assignment or assign ments are given by the numbers after the brackets.
Carbon atoms are numbered according to (1 a-d) 
Notwithstanding the slight uncertainties in the assignments, the following conclusions could be arrived a t :
Substitution at C-l by an aryl group causes a downfield shift on C-l, which is enhanced by the replacement of C-2 by a nitrogen atom. I f the tertiary nitrogen is replaced by a quaternary ammonium group or by an oxonium oxygen, the shift becomes even greater, due to the stronger electron-withdrawing effect of an oxygen, or quaternary nitrogen atom compared to a nitrogen or an sp2 carbon atom.
We would like to mention that -based on data obtained from the spectra o f other isobenzpyrylium salts -we do not think that all assignments of N e s z m e l y i and coworkers are correct. We have marked these with brackets and numbered them as 
-
described previously. We would also like to mention that Extended Hückel MO calculations and the study o f models suggest that the plane of the aromatic ring on C -l is perpendicular to the plane o f the condensed ring system. This is obviously not the case in the diazepine (ld ) where the heterocyclic ring is not plane as shown in reference 8. I t is interesting to note that the chemical shift o f C -l is less than in carbonium ions studied by Oläh 10. Obviously the difference in solvent ought to be taken into account but the difference is more than 20 ppm. This would mean that the positive charge is slightly delocalised in the condensed system.
The very large values of the chemical shifts of C-6 are in accord with the observations of M ü l l e r and L e m p e r t -S r e t e r 11 who found that l-(3 -1 P a rt V : M . L e m p e r t -S r e t e r , G. O methoxy -4 -hydroxyphenyl) -3-methyl -4 -ethyl -6,7 -dihydroxy-isobenzpyrylium salts rearrange very easily in alkaline or neutral buffers to a quinoid product with the C = 0 group in position 6 (3).
The chemical shift value of the 3-methyl group, which is significantly lower in the isobenzpyrylium salt than in the naphthalene, is in harmony with the value of the methyl protons observed12.
Work on the effects of the hydroxy, alkoxy and alkyl substituents on the 13C chemical shifts and quantum-chemical calculations are in progress.
